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nm from a Kr+ laser (Spectra Physics, BeamLok 2060), dispersed by a polychromator (Ritsu Oyo Kogaku, MC-1000, focal length = 1,000 mm, 1,200 grooves / mm grating) and detected with a CCD detector (Horiba Jobin Yvon, Symphony 1024 × 128). Laser power at the sample was 4 mW. Sample concentration was 0.25 ~ 0.4 mM. A spinning cell was used at room temperature.
Chemical reduction of ferric complexes. Preparation of ferrous complexes of 1 ~ 3
was carried in a glovebox under an Ar atmosphere immediately prior to initiation of experiments. The ferric chloride complex was used as the starting complexes for 1 and ferric perchlorate complexes were used for 2 and 3.
General procedure; the ferric complex (0. 7 mg) was dissolved in acetonitrile (10 ml). A large excess of zinc powder (~ 10 mg) was added to the solution and the mixture was stirred for 10 min ~ 2 hr. The reduction process was monitored by observing absorption spectral changes. When most of the ferric complex was reduced to the ferrous state, the zinc powder was filtered off and the solution was passed through a silica gel column (1 × 5 cm) to remove remaining ferric impurities. The eluted ferrous sample was used immediately.
Because of the solubility of the ferrous complex, a mixture of acetoniltrile-toluene (1:1) mixture was used as the solvent for 3.
Quantum-chemical Calculations. Quantum-chemical calculations were performed using the Gaussian03 program package.
3
The 6-31G(d,f) basis set 4 modified by adding diffuse s-and p-type primitives was used for Fe and the 6-31G basis sets 5 were used for the other atoms. GaussView03 was used to draw orbital pictures. 
(1) These molecular geometries are taken from the optimized molecular geometries of Fe-PorX- Table S5 . Orbital energies (hartree) (2) 
